UV-vis spectrophotometer.
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Synthesis of the azocompounds: Bithienylpyrrole 8 was synthesized through a Suzuki crosscoupling reaction [4] between the commercially available 1-methyl-1H-pyrrol-2-yl-2-boronic acid and 5-bromo-2,2'-bithiophene. (Scheme S1).
N B ( OH )2 S Br + N S S S DME Pd ( PPh )4 8 Scheme S1. Synthetic concept for bithienylpyrrole 8.
Precursor 8 was used as a coupling component together with benzothiazolyl-(9 and 11) and aryl-(10) diazonium salts in order to prepare bithienylpyrrole azo dyes 5-7 (Scheme S2). Scheme S2. Synthesis of the heterocyclic azoderivatives 5-7.
All new compounds were completely characterized by 1 H and 13 C NMR, IR, MS and HRMS and the data obtained were in full agreement with the proposed formulation. 107.9, 109.9, 123.3, 123.9, 124.1, 124.3, 124.9, 126.7, 127.7, 133.9, 135 was slowly added to the well-stirred mixture of the amine derivative solution at 0-5 ºC.
Synthesis of 1-methyl-2-(5-(thiophen-2-yl)thiophen-2-yl)-1H-pyrrole (8
Coupling reaction with bithienylpyrrole 8. The previously prepared solution of the diazonium salt 9 (1.0 mmol) was added dropwise to the solution of bithienylpyrrole 8 (1.2 mmol) in acetic anhydride (15 cm 3 ): ice water (200 cm 3 ). The combined solution was maintained at 0 ºC for 1 h followed by stirring for 3 h at room temperature. Then, the precipitate was filtered, washed with warm water and n-hexane and dried over vacuum. 
2-(Benzo
[d]thiazol-2-yl)-1-(1-methyl-5-(5-(thiophen-2-yl)thiophen-2-yl)-1H-pyrrol-2- yl)diazene (5
Spectroscopic and kinetic measurements
Time-resolved UV-vis spectroscopy: For measurements in acetone, 20 µM solutions were used. Irradiation experiments were made using a CARY 50 Varian spectrophotometer coupled to a 150W ozone free xenon lamp (6255 Oriel Instruments). The light from the UV-vis lamp was filtered using a water filter (61945 Oriel Instruments) and a long-pass filter (Schott GG 420) at 20 ºC and carried to the spectrophotometer holder, perpendicular to the monitoring beam using a fibre-optic system (77654 Oriel Instruments).
Nanosecond laser flash-photolysis setup:
In ethanol, a population of cis isomers was created by pulsed-laser irradiation of the trans isomer at 532 nm employing a Continuum Surelite I-10 Q-switched Nd-YAG laser (5 ns pulse width, ca. 10 mJ per pulse). The concomitant absorbance changes were monitored at 90º by a white-light analysing beam produced by a Xe lamp (PTI, 75 W) in combination with a dual-grating monochromator (PTI 101) coupled to a Hamamatsu R928 photomultiplier for detection.
Photo and thermal isomerisation for azo dyes 5-7 in acetone
Compound 5 Table S1 . Relaxation time for cis-1 in ethanol at different temperatures. Table S6 . Relaxation time for cis-6 in ethanol at different temperatures. 
